H NMR (CDCl

1-Chloromethyl-6-methoxyisoquinoline (3).
To the dichloromethane solution (38 mL) of 1-hydroxymethyl-6-methoxyisoquinoline (2) (709 mg, 3.75 mmol) was added thionyl chloride (0.46 mL, 6.40 mmol) and stirred for 1.5 h at room temperature.
After addition of saturated aqueous NaHCO 3 , the organic material was extracted with dichloromethane, dried, and evaporated to give brown solid. Yield, 463 mg (2.23 mmol, 59%). 
1-Hydroxymethyl-7-methoxyisoquinoline (5).
To the ethanol solution (11 mL) of 7-methoxy-1-isoquinolinecarboxaldehyde 1 (4) (140 mg, 0.747 mmol) was added NaBH 4 (26.3 mg, 0.695 mmol) and stirred for 1 h at room temperature. After addition of water, the organic material was extracted with dichloromethane, dried, and evaporated to give brown solid. Yield, 109 mg (0.576 mmol, 84%).
S4
1-Chloromethyl-7-methoxyisoquinoline (6).
To the dichloromethane solution (20 mL) of 1-hydroxymethyl-7-methoxyisoquinoline (5) (154 mg, 0.813 mmol) was added thionyl chloride (0.10 mL, 1.39 mmol) and stirred for 1.5 at room temperature.
After addition of saturated aqueous NaHCO 3 , the organic material was extracted with dichloromethane, dried, and evaporated to give brown solid, which was further purified by silica gel column chromatography (eluent: ethyl acetate/dichloromethane = 1/7). Yield, 115 mg (0.553 mmol, 68%). Figure S13 ).
5,6,7-Trimethoxy-1-methylisoquinoline (8).
To the 5 mL solution 3,4-dihydro-5,6,7-trimethoxy-1-methylisoquinoline 2,3 (7) (51.9 mg, 0.221 mmol) in bis(2-methoxyethyl)ether (diglyme) was aded 10% Pd/C (26.3 mg, 0.0247 mmol Pd) and stirred under reflux for 9 h. After removal of Pd/C by filtration, water (50 mL) was added and organic materials were extracted with chloroform.
The combined organic layer was dried and evporated to give dark green oil. Yield, 43.6 mg (0.187 mmol, 85%).
S5
5,6,7-Trimethoxy-1-isoquinolinecarbaldehyde (9).
To the solution of 5,6,7-trimethoxy-1-methylisoquinoline (8) (59.8 mg, 0.256 mmol) in 1,4-dioxane (7 mL) was added selenium dioxide (34.7 mg, 0.313 mmol) at 50 °C, and the mixture was refluxed for 1 h. After the removal of insoluble material, the filtrate was evaporated to give reddish solid. Yield, 53.6 mg (0.217 mmol, 85%). Figure S23 ).
1-Chloromethyl-5,6,7-trimethoxyisoquinoline (11).
To the dichloromethane solution (5 mL) of 1-hydroxymethyl-5,6,7-trimethoxyisoquinoline (10) (102 mg, 0.408 mmol) was added thionyl chloride (0.053 mL, 0.737 mmol) and stirred for 1 day at room temperature. After addition of saturated aqueous NaHCO 3 , the organic Figure S29 ).
